To a mixture of 18 (95.1 mg, 0.360 mmol), PPh 3 (141.5 mg, 0.540 mmol), AcOH (31 µl, 0.540 mmol), in dry DCM (7 ml) at 0 °C, DIAD (113.8 µl, 0.540 mmol) was added dropwise. The reaction was allowed to reach room temperature and was stirred for 23 h. After that time, the reaction mixture was poured into water (20 ml) and the aqueous mixture was extracted with DCM (3 x 20 ml). The combined organic layers were dried with Na 2 SO 4 and concentrated in vacuo to give the crude product, which was purified by silica gel flash chromatography (15 % EtOAc:Pet.Et. ) to yield the product 19 (19.8 mg, 18 %).
(E)-13-n-Butildamsin (21). To a solution of propyl iodide (16.0 µL, 0.162 mmol) in Et 2 O (0.6 mL) at -78 °C, BuLi (203.0 µL, 0.325 mmol, 1.6 M in hexanes) was added dropwise. Immediately, a dilution of B-methoxy-9-BBN (375.0 µL, 0.375 mmol, 1.0 M in hexane) in 0.6 mL of THF was added dropwise. The reaction was allowed to reach room temperature and was stirred for 2 h, then a solution of K 3 PO 4(aq) (125.0 µL, 0.375 mmol, 3 M) followed by a solution of 29 (40.9 mg, 0.125 mmol) in DMF (0.85 mL) and the solid catalyst [PdCl 2 (dppf).CH 2 Cl 2 ] (5.1 mg, 0.006 mmol, 5 % mol). The reaction was stirred at room temperature and covered from light for 3 days, after which it was quenched with 10 mL of water and the aqueous layer was extracted with Et 2 O (3x10 mL). The pooled organic layers were dried with Na 2 SO 4 and concentrated in vacuo.
The product was purified by silica gel flash chromatography (from 10% to 40% EtOAc:Pet.Et. 2957, 2927, 2861, 1739, 1673, 1451, 1385, 1331, 1248, 1221, 1193, 1155, 1130, 1051, 1015, 987, 948, 886, 844, 799, 729, 631, 535 , 2946, 2925, 2884, 1773, 1736, 1459, 1451, 1382, 1346, 1321, 1289, 1159, 1112, 1068, 1048, 1024, 1003, 994, 963, 953, 875, 840, 719, 701, 651, 593, 542, 463, 440 cm -1 ; (400 MHz CDCl 3 ) δ 2.07 (1H, m, , 2929, 2875, 1752, 1670, 1452, 1383, 1298, 1264, 1214, 1181, 1093, 1057, 1029, 1008, 965, 868, 826, 800, 780, 754, 730, 695, 641, 605, 539, 477 The mixture was left at room temperature for 1 h and quenched via evaporation in vacuo at 100 °C. The residual crude oil was disolved in DCM (5 mL) and compound 1 (100 mg, 0.403 mmol) was added as a solution in DCM (10 mL). The solution was refluxed for 37 h after which the volatile components were removed in vacuo. The crude material was redissolved in MeOH (4 mL), and MeI (50 µL, 0.803 mmol) was added, and the mixture was stirred at room temperature for 1h. Finally, the reaction was quenched adding saturated NaHCO 3(aq) (20 mL) and the aqueous mixture was extracted with DCM (3x20 mL). The pooled organic layers were dried over Na 2 SO 4 to give the crude product, which was purified by silica gel flash chromatography (20 % EtOAc:Pet.Et. 
